Ca 2Fe1.66O5V0.34, orthorhombic, Pnma (no. 62), a = 5.4171(6) Å, b = 14.774(4) Å, c = 5.584(2) Å, V = 446.9 Å 3 , Z = 4, R gt(F) = 0.032, wRref(F) = 0.037, T = 294 K.
R gt(F) = 0.032, wRref(F) = 0.037, T = 294 K.
Source of material
The title compound was obtained as coarse platelets by reacting a powdered mixture of 837.3 mg CaO (ex CaCO 3, p.a.; Merck), 715.2 mg a-Fe 2O3 (99.9 %, Fluka) and 447.6 mg V2O3 (99.9 %; Fluka) in a Tammann furnace at 1400°C, followed by slow cooling.
Experimental details
The high ratio of U 22/U11 (Fe1, V1) originates from the fact that the U 11 value is rather small which must attributed persisting extinction problems, though the crystal was quenched in liquid nitrogen.
Discussion
The dicalcium ferrite (Ca 2Fe2O5) phase -a major slag component in the steel production -offers the possibility to incorporate nonferrous metals by substitution of Fe(III) through their corresponding trivalent cations. In this context the pseudobinary system Ca2Fe2-xVxO5 was investigated by X-ray diffraction. Despite the similarity of the ionic radii of Fe(III) and V(III) (0.785 and 0.78 Å [1] ) samples prepared at high temperatures show a very limited tendency to incorporate vanadium, due to the formation of the concurrent phase Ca 10V5.2Fe0.8O24 [2] . In order to determine the vanadium limit content in dicalcium ferrite, a single crystal selected from a sample with nominal composition Ca 2Fe1.2V0.8O5 was studied by single crystal diffractometry. The refinement of the crystal structure shows that only the octahedral site (Fe(1)) in 4a is affected by partial substitution through V(III). Further refinements of the population parameters assuming full occupation of this site by the metal cations reveal, in fair agreement with an EDX analysis (yielding a V:Fe ratio of 0.36:1.64), that about 1/3 of the Fe(III) cations in this position are replaced. M(1)-O bond lengths in the octahedron are 1.959(2) Å (2×); 1.965(2) Å (2×) and 1.959(2) Å (2×) and are thus virtually identical to those of Ca 2Fe2O5 [3] . This applies also for the bond distances within the 
